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and bonding the connection terminal to the barrier metal film
by heating the connection terminal and maintaining the tem-
perature of the connection terminal at a constant temperature
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1
METHOD OF MANUFACTURING
SEMICONDUCTOR DEVICE CAPABLE OF
ENHANCING BONDING STRENGTH
BETWEEN CONNECTION TERMINAL AND
ELECTRODE

CROSS-REFERENCE TO RELATED
APPLICATION(S)

This application is based upon and claims the benefit of
priority of the prior Japanese Patent Application No. 2013-
013433, filed on Jan. 28, 2013, the entire contents of which
are incorporated herein by reference.

FIELD

The embodiments discussed herein are related to a semi-
conductor device and a method of manufacturing the semi-
conductor device.

BACKGROUND

As for semiconductor elements mounted on a wiring board,
the number of connection terminals thereof'is increasing, and
also the pitch between each of the connection terminals is
more and more narrowing. Flip-chip mounting is a mounting
technique to cope with such an increased number of connec-
tion terminals and narrowed pitch.

In the flip-chip mounting, connection terminals made of
solder bumps or the like are made to reflow, and thereby a
wiring board and electrodes of a semiconductor element are
connected to each other through the connection terminals.

The reflow of the connection terminals involves heating of
the semiconductor element and the wiring board. However, a
difference in thermal expansion coefficient between the semi-
conductor element and the wiring board may cause the semi-
conductor element to be damaged during the reflow.

In order to inhibit such damage, it is effective to use a
material having as low a melting point possible as a material
for the connection terminals made of solder bumps or the like,
and thereby lower the heating temperature during the reflow.

Lead-free solder is widely used as a material for the con-
nection terminals, but is not suitable for such low-tempera-
ture reflow because of its high melting point. A Sn—Ag—
Cu-based lead-free solder, for example, has a high melting
point of 217° C.

Therefore, a Sn—DBi-based solder having a low melting
point of 139° C. and having a eutectic point composition is
often used as the material for the connection terminals.

However, the connection terminals formed using the
Sn—Bi-based solder still have room for improvement in
terms of the enhancement of the bonding strength with the
electrodes.

Note that techniques related to the present application are
disclosed in Japanese Laid-open Patent Publications Nos.
2012-157873 and 2010-167472.

SUMMARY

According to one aspect of the following disclosure, there
is provided a method of manufacturing a semiconductor
device, including forming a barrier metal film on a surface of
at least one of a first electrode of a wiring board and a second
electrode of'a semiconductor element, providing a connection
terminal between the first and second electrodes, the connec-
tion terminal being made of solder containing tin, bismuth
and zinc, and bonding the connection terminal to the barrier
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metal film by heating the connection terminal and maintain-
ing the temperature of the connection terminal at a constant
temperature not lower than a solidus temperature of the solder
for a constant period of time.

According to another aspect of the disclosure, there is
provided a semiconductor device including a wiring board
including a first electrode, a semiconductor element includ-
ing a second electrode, a barrier metal film provided on a
surface of any one of the first electrode and the second elec-
trode, and a connection terminal provided between the first
and second electrodes, bonded to the barrier metal film, and
made of solder containing tin, bismuth and zinc, wherein an
alloy layer made of a material of the barrier metal film and the
zinc is formed between the barrier metal film and the connec-
tion terminal.

The object and advantages of the invention will be realized
and attained by means of the elements and combinations
particularly pointed out in the claims.

It is to be understood that both the foregoing general
description and the following detailed description are exem-
plary and explanatory and are not restrictive of the invention.

BRIEF DESCRIPTION OF DRAWINGS

FIGS. 1A and 1B are enlarged cross-sectional views of a
semiconductor device in the course of manufacturing thereof,
which is used for examination;

FIGS. 2A and 2B are enlarged cross-sectional views of a
semiconductor device in the course of manufacturing thereof
according to an embodiment;

FIG. 3 is an overall cross-sectional view of the semicon-
ductor device according to the embodiment;

FIG. 4 is a graph obtained by examining bonding strength
of connection terminals;

FIG. 5A is a cross-sectional view of a first barrier metal
film according to a first example of the embodiment, and FIG.
5B is a cross-sectional view of a first barrier metal film
according to a second example of the embodiment;

FIGS. 6A and 6B are diagrams drawn based on cross-
sectional BF STEM (Bright Field Scanning Transmission
Electron Microscope) images when the connection terminal
is bonded to the first barrier metal film according to the
respective examples of FIGS. 5A and 5B;

FIG. 7 is a graph illustrating a reflow temperature profile
according to the embodiment;

FIG. 8 is atable for explaining a layer structure of a sample
of' the first barrier metal film used in an experiment;

FIG. 9 is a table for explaining a reflow temperature profile
used in the experiment;

FIG. 10 is a table illustrating combinations of the samples
of the first barrier metal film and the reflow temperature
profiles used in the experiment; and

FIG. 11 is a table illustrating compositions of solder
samples used as materials for the connection terminals in the
experiment.

DESCRIPTION OF EMBODIMENTS

Prior to description of embodiments, an examination con-
ducted by the inventors of the present application will be
described.

As described above, in order to reduce damage on a semi-
conductor element, it is effective to use a solder having as low
a melting point as possible as a material for connection ter-
minals connecting the semiconductor element to a wiring
board.
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Therefore, in this examination, an Sn—Bi solder widely
used as a low melting point solder is used as the material for
the connection terminals to examine bonding strength
between electrodes and the connection terminals.

FIGS. 1A and 1B are enlarged cross-sectional views of a
semiconductor device in the course of manufacturing in the
examination.

First, as illustrated in FIG. 1A, a wiring board 1 and a
semiconductor element 10 such as an LSI (Large Scale Inte-
gration) are prepared.

A first electrode 2 made of copper is provided on a surface
of'the wiring board 1, and a first barrier metal film 5 is formed
on the first electrode 2 by laminating a nickel film 3 and a gold
film 4 in this order.

The nickel film 3 is formed in a thickness of about 4 pm to
6 um by non-electrolytic plating, and contains a small amount
of phosphorus which is contained in a plating solution. Also,
the gold film 4 is formed in a thickness of about 0.1 um to 0.3
um by non-electrolytic plating.

Meanwhile, on a surface of the semiconductor element 10,
a second electrode 11 made of copper is provided. On the
second electrode 11, a second barrier metal film 14 is formed
by laminating a nickel film 12 and a gold film 13 in this order.
Specifically, the nickel film 12 is formed in a thickness of
about 1 pm to 2 um by electrolytic plating, and the gold film
13 is formed in a thickness of about 0.1 um to 0.3 pm by
electrolytic plating.

A connection terminal 8 is bonded to the second barrier
metal film 14 in advance. A material of the connection termi-
nal 8 is Sn-57Bi solder, which is an example of the Sn—Bi
solder, whose solidus temperature is as low as 139° C.

Then, the connection terminal 8 is made to come into
contact with the first barrier metal film 5, and the connection
terminal 8 is heated to be melted. In this event, the gold films
4 and 13 formed as the uppermost layers of the respective
barrier metal films 5 and 14 make the surfaces of the barrier
metal films 5 and 14 have good wettability of the Sn-57Bi
solder.

Also, the first barrier metal film 5 formed on the first
electrode 2 made of copper prevents copper from diffusing
out from the first electrode 2 into the connection terminal 8.

With this state maintained, tin in the melted connection
terminal 8 reacts with nickel in each of the barrier metal films
5 and 14 as illustrated in FIG. 1B. As a result, an alloy layer 7
of'tin and nickel is formed in each of the barrier metal films 5
and 14, and the connection terminal 8 is bonded to both the
electrodes 2 and 11 via the alloy layers 7.

Thus, a basic structure of a semiconductor device 15 hav-
ing the semiconductor element 10 mounted on the wiring
board 1 is obtained.

Here, during the formation of the alloy layer 7 in the step of
FIG. 1B, tin which is more reactive than bismuth in the
connection terminal 8 preferentially reacts with the barrier
metal films 5 and 14. Therefore, unreacted bismuth may be
left around interfaces X between the connection terminal 8
and the barrier metal films 5 and 14, which in turn causes local
segregation of bismuth.

Bismuth contributes to lowering the melting point of the
connection terminal 8, but is mechanically hard and fragile.
When bismuth is segregated on the interfaces X as described
above, the bonding strength between the connection terminal
8 and the electrodes 2 and 11 is lowered and thus reliability of
the semiconductor device 15 is lowered.

In the following, description will be given of an embodi-
ment which prevents lowering of the reliability of the semi-
conductor device even when bismuth is used as the material
for the connection terminal.
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Embodiment

In the present embodiment, segregation of bismuth in a
connection terminal is prevented by adding zinc having a
good reactivity with a barrier metal film to the connection
terminal as described below.

FIGS. 2A and 2B are enlarged cross-sectional views of a
semiconductor device in the course of manufacturing thereof
according to the present embodiment.

First, as illustrated in FIG. 2A, a wiring board 21 and a
semiconductor element 25 such as an L.SI are prepared.

A first electrode 22 made of copper is provided on a surface
of the wiring board 21, and a first barrier metal film 23 is
formed on the first electrode 22. Also, a second electrode 26
made of copper is provided on a surface of the semiconductor
element 25, and a second barrier metal film 27 is formed on
the second electrode 26.

Note that a preferred layer structure of the first barrier
metal film 23 and the second barrier metal film 27 will be
described later.

A solder bump having a diameter of about 0.6 mm is
bonded in advance as a connection terminal 24 to the second
barrier metal film 27.

The solder as the material for the connection terminal 24 is
mainly made of tin and bismuth, and contains zinc as an
add-in material. The component composition of the solder is
not particularly limited. The present embodiment uses a sol-
der expressed by Sn-57Bi-xZn (0.1=x<1) with a eutectic
composition of tin and bismuth. The inclusion of bismuth
lowers a solidus temperature of the solder to about 139° C.

Then, under the state where the connection terminal 24 is
provided between the first and second barrier metal films 23
and 27, the connection terminal is heated to be melted by
reflow. Preferred conditions for the reflow will be described
later.

As described above, the solder as the material of the con-
nection terminal 24 has the low solidus temperature of about
139° C. Therefore, temperature for melting the connection
terminal 24 is able to be lowered, and hence damage to be
inflicted on the semiconductor element 25 during the reflow is
reduced.

Thereafter, by maintaining the melted state of the connec-
tion terminal 24, alloy layers 30 of the materials of the con-
nection terminal 24 and the barrier metal films 23 and 27 are
formed. Thus, the connection terminal 24 is bonded to the
electrodes 22 and 26 via the alloy layers 30.

Here, in the melted connection terminal 24, the reactivity
of zinc contained therein is much higher than remaining tin.
Therefore, during the formation of the alloy layers 30, zinc
reacts with the barrier metal films 23 and 27 more preferen-
tially than tin. Accordingly, the alloy layers 30 are mainly
formed of tin alloy.

Moreover, most of tin and bismuth having lower reactivity
than zinc coexist in the connection terminal 24 in an unre-
acted state. Thus, segregation of bismuth alone at the inter-
faces Y between the connection terminal 24 and the barrier
metal films 23 and 27 is prevented. As a result, it is possible to
prevent the reduction in bonding strength between the con-
nection terminal 24 and the electrodes 22 and 26 due to
mechanically fragile bismuth.

As described above, zinc added to the connection terminal
24 plays a role of allowing tin and bismuth to coexist in the
connection terminal 24 by inhibiting tin in the connection
terminal 24 from reacting with the barrier metal films 23 and
27.

However, since zinc is more easily oxidized than tin, addi-
tion of large amounts of zinc to the connection terminal 24
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causes an oxide layer to be formed on the surface of the
connection terminal 24. This may hinder good electrical con-
nection of the electrodes 22 and 26 through the connection
terminal 24. In order to prevent formation of the oxide layer
on the connection terminal 24, it is preferable that the con-
centration of zinc in the connection terminal 24 is set to 1 wt
% or less.

On the other hand, when the concentration of zinc is too
low, zinc in such low concentration has difficulty in inhibiting
the segregation of bismuth in the connection terminal 24. For
this reason, it is preferable to effectively inhibit the segrega-
tion of bismuth by setting the concentration of zinc in the
connection terminal 24 to 0.1 wt % or more.

Moreover, in order to prevent the connection terminal 24
from being oxidized by the reflow, it is preferable that the
reflow is performed in a nitrogen atmosphere with the oxygen
concentration reduced to 1000 ppm or less.

Furthermore, the provision of the first barrier metal film 23
inhibits diffusion of copper into the connection terminal 24
from the first electrode 22. This prevents a relative increase in
the concentration of bismuth in the connection terminal 24
due to the reaction between tin and copper, and the segrega-
tion of bismuth in the connection terminal 24 is inhibited. As
a result, the bonding strength between the connection termi-
nal 24 and the first electrode 22 is enhanced. Similarly, the
second barrier metal film 27 also prevents copper from being
diffused into the connection terminal 24 from the second
electrode 26.

Thus, a basic structure of a semiconductor device 31 hav-
ing the semiconductor element 25 mounted on the wiring
board 21 is completed.

FIG. 3 is an overall cross-sectional view of the semicon-
ductor device 31.

As illustrated in FIG. 3, a plurality of pads 34 made of
copper are provided on a principal surface of the wiring board
21, which is on the opposite side to the one where the semi-
conductor element 25 is mounted. Also, as external connec-
tion terminals, solder bumps 36 are bonded to the pads 34.
The semiconductor device 31 thus configured is also called a
BGA (Ball Grid Array) semiconductor device.

Note that, in order to enhance the mechanical connection
strength between the wiring board 21 and the semiconductor
element 25, an underfill resin may be provided therebetween.

In the present embodiment described above, the connec-
tion terminal 24 is added with zinc having a higher reactivity
with the barrier metal films 23 and than tin, thereby prevent-
ing the segregation of bismuth in the connection terminal 24.
Thus, the bonding strength between the connection terminal
24 and the electrodes 22 and 26 is enhanced.

The inventors of the present application examined how
much the bonding strength of the connection terminal 24 is
enhanced.

FIG. 4 illustrates the results of the examination.

In this examination, after the connection terminal 24 is
bonded to the electrodes 22 and 26 as described above, the
connection terminal 24 is heated to 125° C. to speed up the
segregation of bismuth, and thus an accelerated test is con-
ducted.

In FIG. 4, the horizontal axis indicates the time for which
the connection terminal 24 is heated as described above,
while the vertical axis indicates the bonding strength between
the first electrode 22 and the connection terminal 24. Note
that the bonding strength is defined as the force applied when
the connection terminal 24 is peeled off from the first elec-
trode 22, while increasing the force in a direction to which the
connection terminal 24 peels off from the wiring board 21.
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The bonding strength is examined for each of the cases
where Sn-57Bi-1.0Zn is used as the material for the connec-
tion terminal 24 and where Sn-57Bi-0.5Zn is used as the
material thereof. Note that nickel is used as the material for
the first barrier metal film 23.

Moreover, in the examination, the bonding strength
between the connection terminal 8 and the first electrode 2
illustrated in FIG. 1B is also examined as a comparative
example. As described above, Sn-57Bi solder having no zinc
added is used as the material for the connection terminal 8 in
the comparative example.

As illustrated in FIG. 4, in the comparative example, the
bonding strength abruptly drops over time. This is considered
to be caused by continuously heating the connection terminal
8 and hence the segregation of bismuth in the connection
terminal 8 speeds up.

In the present embodiment, on the other hand, reduction in
bonding strength is suppressed in both of the cases of
Sn-57Bi-1.0Zn and Sn-57Bi-0.5Zn. This confirms that the
bonding strength between the connection terminal 24 and the
first electrode 22 is actually maintained by adding zinc to the
solder mainly made of tin and bismuth and using the solder as
the material for the connection terminal 24.

Next, description will be given of the preferred layer struc-
ture of the first barrier metal film 23 described above.

FIG. 5A is a cross-sectional view of the first barrier metal
film 23 according to a first example in a state before bonding
of the connection terminal 24.

In this example, a nickel film 23« and a gold film 235 are
formed in this order on the first electrode 22, and these metal
layers are used as the first barrier metal film 23.

Among these films, the nickel film 23a is excellent in
ability to prevent diffusion of copper. Therefore, the nickel
film 23a inhibits diffusion of copper from the first electrode
22 into the connection terminal 24.

As a method of forming the nickel film 23a, there are
electrolytic plating and non-electrolytic plating. When the
nickel film 23a is formed by non-electrolytic plating, the
nickel film 23a contains a minute amount of phosphorus
which is contained in a plating solution. Nickel containing
phosphorus as described above is also referred to as NiP.

Also, the thickness of the nickel film 234« is not particularly
limited. When the nickel film 23a is formed by non-electro-
Iytic plating, the thickness of the film 234 is about 4 um to 6
um, for example. On the other hand, when a NiP film is
formed as the nickel film 23a by electrolytic plating, the
thickness of the film 23¢ is 1 pm to 2 um, for example.

Meanwhile, the gold film 235 in the uppermost layer of the
first barrier metal film 23 plays a role in improving the wet-
tability of the connection terminal 24 on the first barrier metal
film 23. The gold film 234 is formed by non-electrolytic
plating, for example, and the thickness is about 0.3 pum.

FIG. 5B is a cross-sectional view of the first barrier metal
film 23 according to a second example in a state before
bonding of the connection terminal 24.

In the second example, a palladium film 23c¢ is provided
between the nickel film 23a and the gold film 235 described in
the first example.

The palladium film 23¢ has a function to improve the
wettability of the connection terminal 24 as in the case of the
gold film 235. Thus, the wettability of the connection terminal
24 is maintained, while reducing the cost for forming the
expensive gold film 235 by reducing the thickness of the gold
film 234.
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Although the thickness of the palladium film 23c¢ is not
particularly limited, the palladium film 23c¢ is formed in a
thickness of about 0.05 pm by non-electrolytic plating in this
example.

Also, in the second example, the gold film 235 may be
reduced in thickness as described above. Thus, in the present
embodiment, the gold film 235 is formed in a thickness of
about 0.075 um by flash plating.

Note that a method of forming the nickel film 23a is the
same as that in the first example. The nickel film 23a may be
formed by electrolytic plating, or a NiP film may be formed as
the nickel film 23a by non-electrolytic plating. When the
nickel film 234 is formed by non-clectrolytic plating, the
thickness of the nickel film 23 is about 4 um to 6 um, for
example. On the other hand, when the NiP film is formed as
the nickel film 23a by electrolytic plating, the thickness of the
nickel film 23a is 1 pm to 2 um, for example.

Although the layer structure of the first barrier metal film
23 is described above, the second barrier metal film 27 may
also adopt the same layer structure as that illustrated in FIGS.
5A and 5B.

FIGS. 6A and 6B are diagrams drawn based on cross-
sectional BF STEM (Bright Field Scanning Transmission
Electron Microscope) images when the connection terminal
24 is bonded to the first barrier metal film 23 according to the
respective examples of FIGS. 5A and 5B. Note that a NiP film
is formed by non-electrolytic plating as the nickel film 23a in
each of the examples of FIGS. 6A and 6B.

In the first example, as illustrated in FIG. 6A, reaction
between a surface layer portion of the nickel film 23a and zinc
in the connection terminal 24 causes an alloy layer 30 mainly
made of NiZn to be formed at an interface between—the first
barrier metal film 23 and the connection terminal 24. Note
that the gold film 235 formed in the uppermost layer of the
first barrier metal film 23 is thin and thus does not appear in
the BF STEM image.

Meanwhile, in the second example, as illustrated in FIG.
6B, an alloy layer 30 containing AuZn and PbZn is formed.
The alloy layer 30 is formed by the reaction of the gold film
23b and a surface layer portion of the palladium film 23¢ with
zinc contained in the connection terminal 24.

In both of the first and second examples, unreacted tin,
bismuth and zinc, which are not reacted with the first barrier
metal film 23, coexist in the connection terminal 24 above the
alloy layer 30.

Next, description will be given of preferred reflow condi-
tions for the connection terminal 24 according to the present
embodiment.

As described above, the connection terminal 24 is melted
by reflow in the step of FIG. 2B in the present embodiment.

FIG. 7 is a graph illustrating a temperature profile during
the reflow. The horizontal axis indicates the reflow time, and
the vertical axis indicates the temperature of the connection
terminal 24.

Also, in FIG. 7, Graph A indicated by the solid line repre-
sents the temperature profile according to the present embodi-
ment, while Graph B indicated by the dotted line represents
the temperature profile according to the comparative
example.

Note that, as described above, in order to prevent the con-
nection terminal 24 from being oxidized during the reflow,
the reflow is performed in a nitrogen atmosphere with the
oxygen concentration reduced to 1000 ppm or less in this
example.

As illustrated in Graph A, the temperature profile in the
present embodiment is divided into first to fifth periods 41 to
45.
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In the first period 41, reflow is started to raise the tempera-
ture of the connection terminal 24, and then the temperature
rising is stopped before the temperature of the connection
terminal 24 reaches its solidus temperature T,,,,,.

In the next second period 42, by maintaining the connec-
tion terminal 24 at constant temperature, the constituent com-
ponents of both the wiring board 21 and the semiconductor
element 25 are kept warmed.

Thereafter, in the third period 43, the temperature rising of
the connection terminal 24 is resumed to heat the connection
terminal 24 to the temperature equal to or higher than the
solidus temperature T, , of the connection terminal 24, and
thus the connection terminal 24 is melted.

Here, in the present embodiment, the temperature rising is
stopped again when the connection terminal 24 reaches the
temperature higher than its solidus temperature T, , by a
predetermined temperature AT. Then, in the fourth period 44,
the connection terminal 24 is maintained at a constant tem-
perature T, (=T,,,+AT).

By maintaining the connection terminal 24 at the tempera-
ture T, not lower than the solidus temperature T,,, as
described above, a sufficient time is secured for the first
barrier metal film 23 to be in contact with the melted connec-
tion terminal 24. As a result, the formation of the alloy layer
30 described above is promoted. Thus, the alloy layer 30 is
formed to have a uniform thickness over the whole surface of
the first barrier metal film 23. Accordingly, the bonding
strength between the first barrier metal film 23 and the con-
nection terminal 24 is enhanced.

Although the predetermined temperature AT described
above is not particularly limited, it is preferable to adopt the
temperature AT at which solid-phase solder and liquid-phase
solder coexist in the connection terminal 24. Such coexist-
ence of the solid-phase solder and the liquid-phase solder
allows the formation of the alloy layer 30 to progress more
slowly than the case where the entire connection terminal 24
is in the liquid-phase. Thus, the alloy layer 30 having a uni-
form thickness is more easily formed, and effective improve-
ment in the bonding strength described above is achieved by
the alloy layer 30 of the stable shape.

Note that the range of the temperature AT at which the
solid-phase solder and the liquid-phase solder coexist as
described above is 0° C.<AA<10° C., for example.

When the time t of the fourth period 44 is short, the forma-
tion of the alloy layer 30 becomes difficult. Thus, it is pref-
erable to form the alloy layer 30 having a sufficient thickness
to improve the bonding strength by setting the time t to 15
seconds or more.

Thereafter, in the fifth period 45, the temperature rising of
the connection terminal 24 is resumed to heat the connection
terminal 24 to the maximum temperature T, . (about 180°
C.) of the reflow, thereby setting approximately the entire
connection terminal 24 in the liquid phase. Thus, variation in
composition of the elements in the connection terminal is
reduced. Accordingly, the segregation of bismuth in the con-
nection terminal 24 is more effectively inhibited. As a result,
the bonding strength between the connection terminal 24 and
the electrodes 22 and 26 is further improved.

Subsequently, the connection terminal 24 is cooled to room
temperature to be solidified. Thus, the wiring board 21 and the
semiconductor element 25 are mechanically connected via
the connection terminal 24.

In the present embodiment, by maintaining the connection
terminal 24 at the constant temperature T, not lower than the
solidus temperature T, , in the fourth period 44 as described
above, the formation of the alloy layer 30 is promoted to
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improve the bonding strength between the connection termi-
nal 24 and the first electrode 22.

Note that Graph B of the comparative example has no
period for which the connection terminal is maintained at the
constant temperature T,. Thus, rapid formation of the alloy
layer 30 makes the thickness of the alloy layer 30 to be
non-uniform. Therefore, it is considered to be difficult to
improve the bonding strength between the connection termi-
nal 24 and the first electrode 22 with the alloy layer 30.

Next, description will be given of an experiment conducted
by the inventors of the present application.

FIG. 8 is a table for explaining layer structures of samples
P1 to P4 of the first barrier metal film 23 used in the experi-
ment.

As described with reference to FIGS. 5A and 5B, there are
the first and second examples for the first barrier metal film
23. Moreover, in both of the first and second examples, the
nickel film 234 is formed in the first barrier metal film 23. As
described above, there are two kinds of methods, electrolytic
plating and non-electrolytic plating, as the method of forming
the nickel film 23a.

In this experiment, electrolytic plating and non-electrolytic
plating are used as the method of forming the nickel film 234
in each of'the first and second examples, as illustrated in FIG.
8. Thus, four samples P1 to P4 are formed in total.

Meanwhile, as the reflow temperature profile, four tem-
perature profiles illustrated in FIG. 9 are used.

Each of the temperature profiles has the same shape as that
of Graph A illustrated in FIG. 7. However, in this experiment,
four temperature profiles 1 to 4 are used in total by adopting
the solidus temperature and 150° C. as the constant tempera-
ture T, in the fourth period 44 (see FIG. 7) and also adopting
15 seconds and 30 seconds as the time t in the fourth period
44.

Note that, in the temperature profiles 1 and 2 with the
“solidus temperature” set as the temperature T, the solidus
temperature T,,, (about 139° C.) of the connection terminal
24 is adopted as the constant temperature T, in the fourth
period 44. Meanwhile, in the temperature profiles 3 and 4
with “150° C.” set as the temperature T, 150° C. which is
about 10° C. higher than the solidus temperature T, , (about
139° C.) of the connection terminal 24 is adopted as the
constant temperature T, in the fourth period 44.

The four samples P1 to P4 in FIG. 8 and the four tempera-
ture profiles in FIG. 9 correspond to a total of sixteen (4x4)
combinations of the first barrier metal film 23 and the tem-
perature profile.

FIG. 10 is a table illustrating the sixteen combinations
described above.

In this experiment, for all of the sixteen combinations, the
bonding strength between the first electrode 22 and the con-
nection terminal 24 is measured using the solder having the
following composition.

FIG. 11 is a table illustrating compositions of solder
samples S1 to S21 used as the material for the connection
terminal 24 in the experiment. Note that the solder composi-
tions are expressed by mass percentage in FIG. 11. Also,
blank cells indicate that there is no composition correspond-
ing to those cells. And the tin concentration “Bal.” indicates
that the tin concentration is balanced so that the mass percent-
age of the entire solder becomes 100 wt %.

All of the solder samples S1 to S24 are mainly made of tin
and bismuth, and zinc is used as the add-in material.

Note that, in the samples S1 to S3, only zinc is used as the
add-in material and no other add-in materials than zinc are
used.
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Also, silver (Ag) is further used as the add-in material in the
samples S4 to S6, and antimony (Sb) is further used as the
add-in material in the samples S7 to S9. Moreover, cobalt
(Co) is further used as the add-in material in the samples S10
to S12, and nickel (Ni) is further used as the add-in material in
the samples S13 to S15. Furthermore, aluminum (Al) is fur-
ther used as the add-in material in the samples S16to S18, and
germanium is further used as the add-in material in the
samples S19to S21. In the samples S22 to S24, phosphorus is
further used as the add-in material.

As a result of the experiment, in the samples S1 to S24
containing zinc as the add-in material, the bonding strength
between the first electrode 22 and the connection terminal 24
is 20N or more even after the both are bonded and then heated
for 500 hours at 125° C. for all the sixteen combinations in
FIG. 10.

The above result shows that zinc is effective in improving
the bonding strength and also that the bonding strength is
improved even when any of silver, antimony, cobalt, nickel,
aluminum, phosphorus and germanium is added to the solder
other than zinc.

It is also confirmed that, particularly when the palladium
film 23c¢ is included in the first barrier metal film 23 as in the
case of the samples P3 and P4 in FIG. 8, the bonding strength
is 1.2 or more times higher than the other samples P1 and P2.

On the other hand, in the comparative example using the
Sn-57Bi solder with no zinc added as the connection terminal
24 as illustrated in FIG. 4, the bonding strength is reduced to
about half of that in the present embodiment when the heating
time is set to 500 hours under the same conditions as those of
the experiment.

This confirms that the bonding strength between the first
electrode 22 and the connection terminal 24 is improved
compared with the comparative example for the four layer
structures of the first barrier metal film 23 in FIG. 8, the four
temperature profiles in FIG. 9 and all the twenty-one combi-
nations of the solder composition in FIG. 10.

Furthermore, the inventors of the present application con-
ducted the following test to evaluate the reliability of the
semiconductor device 31 (see FI1G. 3) according to the present
embodiment.

The test is a temperature cycle test in which cooling and
heating of the semiconductor device 31 are repeated for 500
cycles between 25° C. and 125° C. After the temperature
cycle test, the semiconductor device 31 according to the
present embodiment has a good rise rate of the resistance
between the electrodes 22 and 26, which is 10% or less.
Moreover, even when the semiconductor device 31 is left in
hot and humid conditions with the temperature of 121° C. and
the humidity of 85% for 1000 hours, the rise rate of the
resistance is kept as low as 10% or less as in the case of the
temperature cycle test.

On the other hand, in the comparative example using the
Sn-57Bi solder with no zinc added as the connection terminal
24, the rise rate of the resistance exceeds 10% after the same
temperature cycle test. Moreover, when the semiconductor
device according to the comparative example is left in hot and
humid conditions with the temperature of 121° C. and the
humidity of 85% for 1000 hours, the rise rate of the resistance
exceeds 10%.

This result confirms that the present embodiment is also
effective in improving the reliability of the semiconductor
device.

While the present embodiment is described in detail above,
the embodiment is not limited to the above.

For example, although any of silver, antimony, cobalt,
nickel, aluminum, germanium and phosphorus is added alone
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to the solder as the material for the connection terminal 24 in
FIG. 11, any combinations thereof may be added to the solder.
In this case, the bonding strength between the connection
terminal 24 and each of the electrodes 22 and 26 is also
improved as in the above case.

Moreover, although the wiring board 21 and the semicon-
ductor element 25 are connected via the connection terminal
24 according to the embodiment in FIG. 3, any active element
or passive element may be connected to the wiring board 21
via the connection terminal 24. Furthermore, the use of the
wiring board 21 is also not particularly limited. The wiring
board 21 may be used for any electronic devices such as a
server and a personal computer.

All examples and conditional language recited herein are
intended for the pedagogical purposes of aiding the reader in
understanding the invention and the concepts contributed by
the inventor to further the art, and are not to be construed as
limitations to such specifically recited examples and condi-
tions, nor does the organization of such examples in the
specification relate to a showing of the superiority and infe-
riority of the invention. Although one or more embodiments
of the present invention have been described in detail, it
should be understood that the various changes, substitutions,
and alterations could be made hereto without departing from
the spirit and scope of the invention.

What is claimed is:

1. A method of manufacturing a semiconductor device,
comprising:

forming a barrier metal film on a surface of at least one of

afirst electrode of a wiring board and a second electrode
of a semiconductor element;
providing a connection terminal between the first and sec-
ond electrodes, the connection terminal being made of
solder containing tin, bismuth and zinc; and

connecting the first electrode and the second electrode by
bonding the connection terminal to the barrier metal film
by heating the connection terminal and maintaining the
temperature of the connection terminal at a constant
temperature not lower than a solidus temperature of the
solder for a certain period of time,

wherein the constant temperature is a temperature at which

solid-phase solder and liquid-phase solder coexist in the
connection terminal.
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2. The method of manufacturing a semiconductor device,
according to claim 1, wherein the barrier metal film is a metal
layer containing a nickel film.

3. The method of manufacturing a semiconductor device,
according to claim 2, wherein the metal layer is a laminated
film obtained by laminating the nickel film and a gold film in
this order.

4. The method of manufacturing a semiconductor device,
according to claim 2, wherein the metal layer is a laminated
film obtained by laminating the nickel film, a palladium film
and a gold film in this order.

5. The method of manufacturing a semiconductor device,
according to claim 1, wherein the constant temperature is a
temperature not higher than a temperature obtained by adding
the solidus temperature with 10° C.

6. The method of manufacturing a semiconductor device,
according to claim 1, wherein the certain period of time is 15
seconds or more.

7. The method of manufacturing a semiconductor device,
according to claim 1, wherein, in the heating of the connec-
tion terminal, the temperature of the connection terminal is
raised to a temperature higher than the constant temperature
after a lapse of the certain period of time.

8. The method of manufacturing a semiconductor device,
according to claim 1, wherein main components of the solder
are the tin and the bismuth.

9. The method of manufacturing a semiconductor device
according to claim 1, wherein the concentration of the zinc in
the solder is more than 0.1 wt % and not more than 1 wt %.

10. The method of manufacturing a semiconductor device
according to claim 1, wherein the solder consists of an alloy
of the tin, the bismuth and the zinc, where any one of cobalt
and phosphorous being added to the alloy.

11. The method of manufacturing a semiconductor device
according to claim 1, wherein, in the heating of the connec-
tion terminal, the temperature of the connection terminal is
raised, without being lowered, to a temperature higher than
the constant temperature after a lapse of the certain period of
time.



